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15 



20 



relates to a composite polymer membrane, a method for producing the same and a 



[0001] The present Invention 
solid polymer electrolyte membrane. 

RACKGROUND OF THE INVENTION 

[0002] In recent years, fuel cells have occupied an important position as next generation type clean energy 
sources. Of these fuel cells, a solid polymer electrolyte type fuel cell is one in which both anode and cathode electrodes 
are each arranged across a solid polymer electrolyte membrane intervening therebetween. For example, in the case of 
a direct methanol type fuel cell (hereinafter refen^d to as a -DIN/IFC) in which methanol is used as a fuel, methanol is 
supplied to the anode side, and oxygen or air to the cathode side, thereby allowing electrochemical reaction to occur to 
generate electricity. Solid polymer electrolyte membranes having high proton conductivity have been developed for 
retaining the characteristics of their high output and high energy density, and for obtaining small-sized, lightweight fuel 
cells. The solid polymer electrolyte membrane used in the DMFC is required to have the barrier property to fuel meth- 
anol, that is to say, reduced permeability (cross-over) of fuel methanol from the anode side of the membrane to the cath- 
ode side thereof. 

[0003] Previously, hydrated membranes of perfluorosulfonic acid polymers such as Nation (trade name) manufac- 
tured by E. I. dM Pont de Nemours and Company) have generally been used as the solid polymer electrolyte mem- 
branes. The structure of Nation Is represented by the following general fonmula (I): 
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[0004] The above-mentioned hydrated membranes of perfluorosulfonic acid polymers have high proton conductiv- 
40 ity, and the proton conductivity is exhibited by the generation of a channel structure caused by hydration (conduction of 
hydrated protons). That is to say, the conduction of protons takes place through water as a medium in the hydrated 
membranes of perfluorosulfonic acid polymers, so that a specified amount of water exists in the hydrated membranes. 
Accordingly, methanol having high affinity with water easily passes through the membranes, so that the hydrated mem- 
branes of perfluorosulfonic acid polymers have a limitation with regard to the methanol ban-ier property. 
45 [0005] As means for reducing the cross-over of methanol through the hydrated membranes of perfluorosulfonic 
acid polymers, composites of different kinds of materials based on the hydrated membranes of perfluorosulfonic acid 
polymers may be mentioned. However, the above-mentioned composites have significantly lower proton conductivity 
than the essential one of the hydrated membranes of perfluorosulfonic acid polymers. 

50 SUMMARY OF THE INVENITON 

[0006] The present Invention has been made against a background of the cunrent problems of the hydrated mem- 
branes of perfluorosulfonic acid polymers as the solid polymer electrolyte materials as described above. 
[0007] An object of the invention is to provide a composite polymer membrane. 
55 [0008] Another object of the Invention is to provide a method for producing the same. 

[0009] A further object of the invention is to provide a solid polymer electrolyte membrane excellent in proton con- 
ductivity and methanol barrier property. 

[0010] The present inventors have conducted intensive investigation for attaining the above-mentioned objects. As 
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a result, the inventors have discovered that a solid polymer electrolyte membrane excellent in proton conductivity and 
methanol barrier property is obtained by allowing aniline to be adsorbed by an acidic group-containing polymer mem- 
brane, and subjecting aniline to oxidative polymerization to obtain a polyaniline-containing polymer membrane, thereby 
preparing a composite membrane, thus completing the invention. 
5 [0011] The invention provides a composite polymer membrane In which a polyaniline-containing polymer mem- 
brane is fomned on a surface of an acidic group-containing polymer membrane. 
[0012] Aromatic rings in repeating units of the above-mentioned polyaniline may have substituents. 
[001 3] It is prefen-ed that the above-mentioned acidic group-containing polymer is a sulfonic acid group-containing 
water-absorptive polymer. 

10 [0014] The above-mentioned acidic group-containing polymer preferably has proton conductivity. 

[0015] The above-mentioned acidic group-containing polymer is preferably a perfluorosulfonic acid polymer. 
[0016] it Is prefen^ed that the above-mentioned composite membrane has proton conductivity by hydration. 
[0017] Further, the invention provides a method for producing the above-mentioned composite membrane, which 
comprises allowing aniline to be adsoriaed by an acidic group-containing polymer membrane, and subjecting tiie aniline 

15 to oxidative polymerization to obtain a polyaniline-containing polymer membrane. 

[0018] In the above-mentioned method, it is preferred that the acidic group-containing polymer membrane is sub- 
jected to equilibration treatment in deionized water or an aqueous solution of an acid before the adsorption of aniline to 
allow an acid to be contained in the polymer membrane. 

[0019] In the above-mentioned method, it is prefen-ed that the thickness of the polyaniline-containing polymer mem- 
20 brane and the concentration of the polyaniline contained in the composite membrane are increased by increasing the 
concentration of the aqueous solution of the acid. 

[0020] Still further, the Invention provides a solid polymer electrolyte membrane comprising tine above-mentioned 
composite membrane. 

25 BRIEF DESCRIPTION OF THE DRAWING 

[0021] These and other objects and advantages of this invention will become more apparent and more readily 
appreciated from the following detailed description of the presently preferred exemplary embodiments of the invention 
taken In conjunction with accompanying drawing, of which: 

30 

Fig. 1 is an IR chart of a composite membrane of Nation and a polyaniline obtained in Example 12. 

DESCRIPTION OF THE PREFERRED EMBODIMENTS 

35 [0022] Usually, acidic group-containing polymers can adsorb aniline. Accordingly, composite membranes of poly- 
aniline-containing polymer membranes and the acidic group-containing polymer membranes can be produced by allow- 
ing aniline to be adsoriaed by the acidic group-containing polymer membranes, and subjecting the aniline to oxidative 
polymerization to obtain the polyaniline-containing polymer membranes. 

[0023] The acidic groups of the acidic group-containing polymers Include a sulfonic acid group and a phosphoric 
40 acid group. 

[0024] The acidic group-containing polymers include water-absorptive polymers in which sulfonic acid groups are 
introduced into perfluorosulfonic acid polymers and aromatic polyketone polymers such as sulfonated polyether ether 
ketone (PEEK). The perfluorosulfonic acid polymers include Nation 112 (trade name) and Nation 117 (trade name) 
manufactured by E. I. du Pont de Nemours and Company, and Flemion (trade name) manufactured by Asahi Glass Co., 
45 Ltd. 

[0025] The above-mentioned sulfonic acid group-containing water-absorptive polymers such as the perfluorosul- 
fonic acid polymers and sulfonated PEEK express proton conductivity by hydration. 

[0026] The thickness of the acidic group-containing polymer membrane (hereinafter referred to as a "Nation mem- 
brane") used in the production of the composite membrane of tiie invention is preferably from 1 0 to 200 jim, and more 

so preferably from 30 to 1 00 jim. 

[0027] As to aniline, the conventional goods on the market can be used. Further, aniline derivatives each having at 
least one substituent on an aromatte ring may be used. The number of the substituent(s) is from 1 to 4, and preferably 
1 or 2, In that case, the polyaniline produced has the substituents on the aromatic rings in repeating units. 
[0028] The aniline derivatives having the substituents Include toluidine, anisldine, aminobenzoic acid, aminobenzo- 

55 trifluoride and phenylenediamine. 

[0029] In the invention, aniline allowed to be adsorbed on the Nation membrane in an aniline suspension is polym- 
erized in an aqueous solution in the presence of an oxidizing agent to obtain the polyaniline-containing polymer mem- 
brane, thus producing the coniposite membrane. This polymerization reaction Is chemical oxidative polymerization, and 
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represented by the following reaction schenne (II): 
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[0030] It is preferred that pretreatment is conducted to the above-mentioned Nation membrane before adsorption 
of aniline in the aqueous solution of the oxidizing agent ^ ., ^. , -n n^/ ,,r=f 

ro0311 In the pretreatment. the Nafion membrane is washed with deionized water, boiled in a 1 .0 to 1 0.0 wt%. Pref- 
erably about 3 wt% aqueous solution of hydrogen peroxide for 1 5 minutes to 6 hours, preferably for about 1 hour, boiled 
in deionized water for 1 5 minutes to 6 hours, preferably for about 1 hour, boiled In a 0.1 to 5 moles/liter, preferably about 
0 5 mole/liter aqueous solution of sulfuric acid for 15 minutes to 6 hours, preferably for about 1 hour, and finally boiled 
in deionized water for 15 minutes to 6 hours, preferably for about 1 hour. This pretreatment gives the effect of removing 
organic impurities and metallic ions contained in the Nafion membrane and activating the sulfonic acid groups 
r0032] After the pretreatment. the Nafion membrane is treated in deionized water or an aqueous solution of an acid 
to equilibrate it. The equilibration means the immersion of the membrane in deionized water or the aqueous solution of 
the acid The equilibration has the effect of allowing these liquids to be absorbed into the membrane. In this case the 
use of the aqueous solution of the acid having high concentration Improves the acidity of the membrane, so that the 
amount of aniline adsorbed by the membrane in the subsequent step increases. The acids used Include sulfuric acd. 
phosphoric acid, hydrochloric acid and nitric acid. . , 

[00331 The concentration of an aqueous solution of sulfuric acid used is 5 moles/liter or less, and preferably from 
0 01 to 1 mole/lfter. Exceeding 5 moles/liter results in an Increased thickness of the resulting polyanlline; which largely 
inhibits the proton conductivity of the composite membrane. The time required for equilibration Is usually from 15 min- 
utes to 72 houi«. preferably from 1 to 48 hours, and more preferably about 24 hours. Less than 15 minutes resulte in 
insufficient equilibration, whereas exceeding 72 hours leads to a poorfurther progress of equilibration. The temperature 
of equilibration is usually from 0«C to 100'C. and preferably room temperature. Less than 0°C results in a decreased 
diffusion speed and also a tear of freezing, whereas exceeding 100»C causes significant evaporation of water. 
[0034] As an adsorption solution for allowing aniline to be adsorbed by the Nafion membrane, commercia lly avail- 
able aniline Is used as It is. An aniline suspension having a concentration of 1% by volume or more, preferably about 
1 0% by volume is also used which is obtained by vigorously stirring aniline with deionized water to suspend It therein. 
The commercially available Nafion membrane is immersed in this aniline or aniline suspension for 1 second to 1 hour, 
preferably for about 5 minutes, thus allowing aniline to be adsorbed thereby. Aniline is adsorbed not only on the Nafion 
membrane, but also into the Nafion membrane in the vicinity of a surface thereof by the immersion. It is prefen-ed that 
the aniline or aniline suspension Is stirred during the Immersion. 

[00351 The Nafion membrane by which aniline is allowed to be adsorbed Is pulled up from the aniline or aniline sus- 
pension, and then immersed in a solution of an oxidizing agent at -25°C to +25''C. preferably about -4»C, for 30 minutes 
to12hours. preferably about 2 hours, to polymerize aniline adsorbed. 

[0036] TTie oxidizing agents include ammonium peroxodisulfate. iron(lli) chloride, manganese dioxide and hydro- 
gen peroxide, and preferred Is ammonium peroxodisulfete. . u_ .« =«/ w„. 
[0037] TTie amount of the oxidizing agent is preferably from 1 to 20% by weight, and more preferably about 5% by 
weight, In the concentration of a reaction solution. 

[00381 Ihe solvents forthe oxidizing agent solutions include preferably deionized water and an aqueous solution of 
sulfuric acid having a concentration of 5 moles/liter or less, and more preferably an aqueous solution of sulfuric acid 
having a concentration of 0.01 to 1 mole/liter. » . •., 

[0039] When the temperature of the oxidizing agent solution Is lower than -20»C, the polymenzation rate of aniline 
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is unfavorably decreased, and the solution is also likely to freeze. On the other hand, exceeding 10»C results in no 
increase in the degree of polymerization. When the immersion time in the oxidizing agent solution is less than 30 min- 
utes, the degree of polymerization of aniline does not increase. On the other hand, exceeding 12 hours results In a poor 
further progress of polymerization. 

5 [0040] After the polymerization is finished, the Nation membrane is boiled in deionized water for 15 minutes to 6 
hours, preferably about 1 hour, boiled in a 0.1 to 5 moies/liter. preferably about 0.5 mole/Iiter aqueous solution of sulfuric 
acid for 15 minutes to 6 hours, preferably for about 1 hour, and finally boiled in deionized water for 15 minutes to 6 hours, 
preferably for about 1 hour. This after treatment gives the effect of activating the sulfonic acid groups of the Nation mem- 
brane. • ^' * 

10 [0041] The thickness of the polyaniline-containing polymer membrane of the composite membrane obtained is prer- 
erably from 1 0 to 200 jim, and more preferably from 30 to 1 00 urn. 

[0042] Although the polyaniline-containing polymer membrane of the composite membrane of the invention may be 
formed on one side of the composite membrane. It is preferably formed on both sides thereof as the solid polymer elec- 
trolyte membrane. . . 

15 [0043] The polyaniline-containing polymer constituting the composite membrane may be a polymer comprising a 
polyaniline. a copolymer thereof with another monomer, or a composition thereof with another polymer. 
[0044] Fig. 1 is a chart of an IR absorption spectrum of a composite membrane obtained by polymerizing aniline on 
a Nafion membrane. As shown in Fig. 1 , the formation of a para type polyaniline is confirmed by the presence of peaks 
at 1.170 cm-^ and 1.280 cm-"* assigned to nitrogen atoms bonded to phenyl groups at the meta-positions. Peaks at 

20 1 ,180 cm"^ and 1 ,360 cm'^ are assigned to the Nation membrane. 

[0045] In the polyaniline of the composite membrane of the invention, aromatic rings in repeating units thereof may 
have substituents. 

[0046] Using as samples the composite membranes allowed to stand in deionized water at room temperature for 
24 hours, the proton conductivity of the composite membranes of the invention is measured as follows. 
25 [0047] ' High frequency impedance measurements are made with an impedance analyzer "YHP 4192A" manufac- 
tured by YOKOGAWA-HEWLETT PACKARD, LTD. at room temperature at 750 mV, using four terminals or two temni- 
nals. The direct current component R is read from Cole-Cole plots, and the proton conductivity can be calculated 
therefrom. 

[0048] The composite membranes of the invention show excellent proton conductivity, similarly to previously known 
30 Nation membranes. 

[0049] The proton conducting polymers of the invention can be comprised in the solid polymer electrolyte mem- 
branes used in fuel cells, particularly in DMFGs. 

[0050] The methanol barrier property of the solid polymer electrolyte membrane is measured in the following man- 
ner. 

35 [0051] The solid polymer electrolyte membrane having an area of 9 cm^ is incorporated into a fuel cell to partition 
the cell into an anode chamber and a cathode chamber, and the cell is sealed. Keeping the cell temperature at 70°C, a 
1 M aqueous solution of methanol pressurized to 0.5 kgf/cm^ is supplied into the anode chamber at 0.5 ml/minute. Dry 
air is allowed to flow in the cathode chamber on the opposite side through an inlet at ordinary pressure, and a mem- 
brane-permeated material is collected with a cold trap of liquid nitrogen from a gas exhausted through an outlet. The 

40 permeation amount of methanol (g/cm^) is calculated from the weight of the collected material (membrane-pemneated 
material) and the composition determined by gas chromatographic analysis, which is employed as evaluation results of 
methanol pemrieability. 

[0052] The^solid polymer electrolyte membranes comprising the composite membranes of the invention are excel- 
lent in methanol barrier property, compared with the Nation membranes. 
45 [0053] The solid polymer electrolyte membranes comprising the composite membranes of the invention are excel- 
lent in proton conductivity and methanol bamer property, so that they are very useful as solid polymer electrolyte mem- 
brane materials for fuel cells, particularly for liquid supply type DMFGs. 

[0054] The present invention will be illustrated with reference to examples in more details below, but these exam- 
ples are not intended to limit the scope of the present invention. Parts and percentages in the examples and compara- 
50 tive examples are on a weight basis, unless othenivise specified. Various evaluations were conducted as follows. 

IR Ahsnrption Spectrum 

[0055] The IR absorption spectrum was measured by the reflective diffusion method, using PERKIN ELMER Sys- 
55 tem 2000FT-IR. 
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Proton Conductivity 

[0056] A composite mennbrane allowed to stand in deionized water at room temperature for 24 hours was used as 
a sample for proton conductivity measurements. High frequency impedance measurements were made with an imped- 
5 ance analyzer "YHP 4192A'' manufactured by YOKOGAWA-HEWLETT PACKARD, LTD. at room temperature at 750 
mV, using two temninals. The direct current component R was read from Cole-Cole plots, and the proton conductivity 
(S/cm) was calculated therefrom. 

Methanol Barrier Property 

10 

[0057] A solid polymer electrolyte membrane having an area of 9 cm^ was incorporated into a fuel cell to partition 
the cell into an anode chamber and a cathode chamber, and the cell is sealed. Keeping the cell temperature at 70°C, a 
1 M aqueous solution of methanol pressurized to 0.5 kgf/cm^ was supplied into the anode chamber at 0.5 ml/minute. 
Dry air was allowed to flow in the cathode chamber on the opposite side through an inlet at ordinary pressure, and a 
IS membrane-permeated material is collected with a cold trap of liquid nitrogen from a gas exhausted through an outlet. 
The permeation rate of methanol (g/cm^) was calculated from the weight of the collected material and the composition 
determined by gas chromatographic analysis, which was employed as evaluation results of the methanol barrier prop- 
erty. 

20 EXAMPLES 1 TO 3 

[0058] Nafion 112 membranes manufactured by E. I. du Pont de Nemours and Company were washed with deion- 
ized water, boiled In a 3 wt% aqueous solution of hydrogen peroxide for 1 hour, boiled in deionized water for 1 hour, 
boiled in a 0.5 mole/liter aqueous solution of sulfuric acid for 1 hour, and finally boiled In deionized water for 1 hour, thus 

25 obtained treated membranes The treated membranes were allowed to stand in deionized water at room temperature 
for 24 hours. The treated membranes allowed to stand in deionized water were immersed in aniline manufactured by 
Aldrich Chemical Co., Inc., under conditions shown in Table 1 to allow aniline to be adsorbed thereby. 
[0059] A 5 wt% aqueous solution of ammonium peroxodisulfate was kept at a temperature of -4°C with stirring, and 
the Nafion membranes by which aniline was adsorbed were immersed therein to conduct polymerization of aniline. 

30 [0060] After the polymerization was finished, the membranes were boiled in deionized water for 1 hour, boiled in a 
0.5 mole^iter aqueous solution of sulfuric acid for 1 hour, and finally boiled in deionized waterfor 1 hourto obtain Nafion 
membranes (composite membranes) on the surface of which polyaniline membranes are formed. Results of evalua- 
tions for the composite membranes thus obtained are shown in Table 1 . 

35 EXAMPLES 4 TO 12 

[0061] Aniline manufactured by Aldrich Chemical Co., Inc. was mixed with deionized water, and the resulting mix- 
ture was vigorously stirred to suspend it therein, thereby preparing an aniline suspension. The treated membranes 
obtained in the same manner as above allowed to stand in deionized water were immersed in the suspension under 
40 conditions shown in Table 1. Composite membranes were obtained in the same manner as with Example 1 with the 
exception that the conditions shown in Table 1 were used. Results of evaluations are shown in Table 1. An IR chart of 
the composite membrane prepared In Example 12 is shown in Fig. 1 . 

COMPARATIVE EXAMPLE 1 

45 

[0062] A single membrane of Nafion 1 12 manufactured by E. 1. du Pont de Nemours and Company was evaluated. 
Results thereof are shown In Table 1 . 

COMPARATIVE EXAMpLe2 

50 

[0063] A single membrane of Nafion 1 1 7 manufactured by E. 1. du Pont de Nemours and Company was evaluated. 
Results thereof are shown in Table 1 . 
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TABLE 1 
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[0064] From the results of Table 1 , it is apparent that the composite membranes of the invention have excellent pro- 
ton conductivity, similarly to the conventional Nafion single membranes, and smaller in the permeation rate of methanol 
than the Nafion membranes, which shows the excellent methanol barrier property. 

40 [0065] The degree of coating of the polyaniline on the Nafion membrane can be controlled by the adsorption time 
of aniline on the Nafion membrane and the concentration of the aqueous solution of the acid used in equilibration. In 
particular, when the concentration of the aqueous solution of the acid used in equilibration is high, the thickness of the 
polyaniline membrane and the concentration of the polyaniline contained in the composite membrane increase to 
improve the methanol barrier property. 

45 [0066] Aniline is allowed to be adsorbed by the acidic group-containing polymers, and subjected to oxidative polym- 
erization to form the polyaniline-containing polymer membranes, thereby producing the composite membranes. Thus, 
the solid polymer electrolyte membranes excellent in proton conductivity and methanol bamer property are obtained, 
which are useful as solid polymer electrolyte membranes for fuel cells, particularly for DMFCs. Further, in the production 
of the composite membrane, the amount of the polyaniline contained in the composite membrane can be increased by 

50 treating the acidic group-containing polymer in the aqueous solution of the acid before the adsorption of aniline to equil- 
ibrate it. 

Claims 

55 1 . A composite polymer membrane in which a polyaniline-containing polymer membrane Is formed on a surface of an 
acidic group-containing polymer membrane. 

2. The composite membrane according to daim 1 , wherein aromatic rings in repeating units of the polyaniline have 
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substituents. 

3. The composite membrane according to claim 1 or 2, wherein the acidic group-containing polymer Is a sulfonic acid 
group-containing water-absorptive polymer. 

5 

4. The composite membrane according to any one of claims 1 to 3. wherein the acidic group-containing polymer has 
proton conductivity. 

5. The composite membrane according to any one of claims 1 to 4, wherein the acidic group-containing polymer is a 
10 perfluorosulfonic acid polymer. 

6. The composite membrane according to any one of claims 1 to 5, which expresses proton conductivity by hydration. 

7. A method for producing the composite membrane according to any one of claims 1 to 6, which comprises allowing 
15 aniline to be adsorbed by an acidic group-containing polymer membrane, and subjecting the aniline to oxidative 

polymerization to obtain a polyaniline-containing polymer membrane, 

8. The method according to claim 7, wherein the acidic group-containing polymer membrane is subjected to equilibra- 
tion treatment in deionized water or an aqueous solution of an acid before the adsorption of aniline to allow an acid 

20 to be contained in the polymer membrane. 

9. The method according to claim 8, wherein the thickness of the polyaniline-containing polymer membrane and the 
concentration of the polyaniline contained in the composite membrane are increased by increasing the concentra- 
tion of the aqueous solution of the acid. 
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35 



45 



10. A solid polymer electrolyte membrane comprising the composite membrane according to any one of claims 1 to 6. 
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Fig. 1 
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